General procedure for electrolysis reactions:
LiOMe (1.0 M in MeOH, 0.15 ml, 0.15 mmol) was added to a methanol (10 mL) solution of the substrate (0.30 mmol, 1 equiv) and the electrolyte Et 4 NOTs (1.0 mmol) in a threeneck round bottom flask at rt under argon atmosphere. Two of the three septa were replaced by a reticulated vitreous carbon anode (RVC, 100 PPI) and platinum wire cathode. The solution was sonicated for 1 min. The electrolysis reaction was carried out at constant current of 6.0 mA until complete consumption of the starting material. When complete, the reaction was concentrated under reduced pressure. The residue was then chromatographed through a silica gel column (slurry packed using 1% triethylamine in ether solution, eluting with 20% MeOH/ether, Rf = 0.1) to give the desired product.
Electrolysis products: 2-(2-methoxy-1,3-dithian-2-yl)-2-methylpyrrolidine (5a)
2.0 F/mol of charge was used, 84% yield. IR (neat, cm -1 ) 3338, 1681, 1443, 1087; 1 H NMR (300 MHz, CDCl 3 ) δ 3.52 (s, 3H), 3.03-2.88 (m, 4H), 2.82-2.68 (m, 2H), 2.29-2.19 (m, 1H), 2.03-1.94 (m, 1H), 1.89-1.51 (m, 5H), 1.29 (s, 3H); 13 C NMR (75 MHz, CDCl 3 ) δ 102. 3, 71.6, 53.6, 47.6, 36.6, 27.8, 27.6, 26.4, 24.6, 24 5, 72.7, 53.2, 45.5, 39.1, 36.3, 28.1, 27.9, 23.5, 20.1, 17.3 8, 126.3, 102.6, 101.4, 73.1, 72.3, 56.6, 53.7, 53.5, 56.6, 53.7, 53.5, 37.5, 36.2, 34.8, 34.1, 28.2, 27.9, 27.8, 27.6, 26.2, 24.4, 24.0, 23.5, 21.7, 21 8, 67.7, 52.0, 41.4, 36.0, 31.7, 28.8, 27.9, 27.3, 22.0, 19.9, 12.4 
Synthesis of the Electrolysis Substrates:
The amines 4a-h were synthesized from the corresponding alcohols 6a-h 1 according to the following two-step process:
Typical procedure: Diethyl azodicarboxylate (DEAD, 5.5 mmol) was added to a solution of the alcohol (5.0 mmol) and triphenylphosphine (5.5 mmol) in THF (50 mL) at rt, followed by the addition of diphenylphosphoryl azide (DPPA, 5.5 mmol) 2 . The reaction was stirred overnight and then the solvent removed. The residue was chromatographed through a silica gel column (eluting with ether:hexane = 1:10) to give an azide (3.0 mmol). The azide obtained was dissolved in THF (20 mL). Triphenylphosphine (7.5 mmol) and water (15 mmol) were added. The resulting reaction mixture was heated to reflux for 5 h, concentrated, and chromatographed through silica gel (eluting with MeOH:CH 2 Cl 2 :Et 3 N = 4:1:0.1, Rf = 0.3) to give the desired amine. 
5-(1,3-dithian-2-ylidene)hexan-2-ol
The title compound was prepared in 65% yield from 5-hydroxy-2-hexanone and 2- 4, 119.4, 46.8, 38.2, 33.0, 30.5, 30.3, 25.2, 24.0, 20.3; ESI HRMS m/z (M+H) + calcd 218.1032, obsd 218.1034. 2, 129.4, 126.6, 124.8, 40.6, 39.5, 34.6, 30.0, 24.7, 19.6, 19 1, 119.6, 40.5, 39.0, 34.8, 30.6, 30.2, 25.3, 19.1, 14.7; ESI HRMS m/z (M+H) + calcd 232.1188, obsd 232.1188.
5-(1,3-dithian-2-ylidene)hexan-2-amine (4c)
Yield
(E)-4-(1,3-dithian-2-ylidene)-3-methylhept-5-en-1-amine (4d)

6-(1,3-dithian-2-ylidene)heptan-2-amine (4g)
Yield = 75%. IR (neat, cm -1 ) 3357, 3291, 1578, 1370; 1 H NMR (300 MHz, CDCl 3 ) δ 2.76-2.65 (m, 5H), 2.22-2.15 (m, 2H), 1.98-1.90 (m, 2H), 1.74 (s, 3H), 1.30-1.10 (m, 4H), 1.00 (s, 2H), 0.89 (d, J = 6.3Hz, 3H); 13 C NMR (75 MHz, CDCl 3 ) δ 140. 5, 119.4, 46.8, 39.9, 35.9, 30.4, 30.3, 25.1, 24.8, 24.2, 20.3; ESI HRMS m/z (M+H) + calcd 232.1188, obsd 232.1188. 1,3-dithian-2-ylidene) 9, 119.2, 42.4, 36.0, 33.9, 30.5, 30.3, 27.9, 26.8, 25.2, 20.4; ESI HRMS m/z (M+H) + calcd 232.1194, obsd 232.1188.
6-(
4-methyl-5-(methylthio)pent-4-en-1-amine (10)
Compound 10 119.8, 51.6, 35.5, 34.1, 30.4, 30.3, 27.5, 25.2, 24.7, 20.3; ESI HRMS m/z (M+H) + calcd 261.0983, obsd 261.0990.
6-(1,3-dithian-2-ylidene)heptan-1-ol (6h): To a solution of S-2 (3.10 g, 11.9 mmol) in THF (70 mL) was added LiAlH 4 (1.0 M in THF, 17 mL, 17 mmol) at 0 °C under argon atmosphere. Upon complete addition, the reaction was stirred at rt for 3 h and then cooled to 0 °C. Water (0.65 mL), 10% NaOH in water (1.3 mL), and water (1.9 mL) were added sequentially. The suspension was filtered and washed with ether. The organic solution was concentrated under reduced pressure to give 6h (2.60 g, 94% 9, 119.2, 63.0, 36.0, 32.8, 30.5, 30.4, 27.9, 25.7, 25.2, 20.4; ESI HRMS m/z (M+H) + calcd 233.1034, obsd 233.1029.
Hydrolysis of 5b:
To a solution of 5b (24.0 mg, 0.0976 mmol) in acetone/water (9:1, 1 mL) was added slowly at -20 °C a solution of N-chlorosuccinimide (33.0 mg, 0.247 mmol) in acetone/water (9:1, 2 mL). Upon complete addition, the mixture was stirred at the same temperature for 5 min and then the solvent removed in vacuum. The residue was purified by preparative TLC (CH 2 Cl 2 /MeOH = 4:1, Rf = 0.3) to give compound 9 (11.2 mg, 73% 7, 70.3, 53.6, 43.3, 40.3, 30.8, 16.5, 14.1; ESI HRMS m/z (M+H) + calcd 158.1181, obsd 158.1180.
